C 56 H 52 Cl 4 N 4 OP 2 V, monoclinic, P12 1 /c1 (no. 14), a = 9.473(2) Å, b = 19.832(6) Å, c = 14.461(2) Å, b = 99.00(2)°, V = 2683.3 Å 3 , Z = 2, R gt(F) = 0.035, wRref(F 2 ) = 0.096, T = 193 K.
C 56 H 52 Cl 6 N 4 P 2 Sn, monoclinic, P12 1 /c1 (no. 14), a = 9.606 (7) Source of materials 1.0 g of VS 4 and 0.5 mL of S2Cl2 were heated for 18 d to 673 K in a sealed glass ampoule. The obtained solid was stirred with a solution of 1.4 g of P(C 6H5)4Cl in 50 mL of dry acetonitrile for 48 h at 343 K. After filtration, the filtrate was cooled first to 278 K (precipitation of sulfur) and then to 255 K, yielding green crystals of (P(C 6 H 5 ) 4 ) 2 [VOCl 4 ] · 4CH 3 CN. 1.5 g of P(C 6 H 5 ) 4 Cl (4.0 mmol) and 0.52 g of SnCl 4 (2.0 mmol) were dissolved in 50 mL of dry acetonitrile. Upon evaporation of the solvent colorless crystals of (P(C 6 H 5 ) 4 ) 2 [SnCl 6 ] · 4CH 3 CN were obtained. For preparation of (P(C 6 H 5 ) 4 ) 2 [MoCl 6 ] · 4CH 3 CN see [1] .
Discussion
The square-pyramidal VOCl 4 2-ions are disordered in two orientations, the V atom being located close to an inversion center (split positions with half occupation for V and O). The superposition of the two orientations results in a pseudo-octahedral arrangement. The octahedral arrangement is observed for the MCl 6 2-ions in the isotypical structures of (P(C 6 H 5 ) 4 ) 2 [MCl 6 ] · 4CH 3 CN (M = Sn, Mo; with M atoms at 0,0,0 and Cl atoms at both O positions). The bond lengths are Sn-Cl 2.438(2) Å, 2.440(2) Å, 2.418(2) Å and Mo-Cl 2.382(2) Å, 2.395(2) Å, 2.270(2) Å. The same structure is also known for the corresponding hexachloro complexes of zirconium [2] , tungsten [3] , and rhenium [4] . The chemical formula given in [4] is not correct (with 2 instead of 4 CH 3 CN molecules per formula unit). When a crystal of (P(C 6H5)4)2[VOCl4] · 4CH3CN (Pearson symbol mP240) is slowly (2 h) heated to 333 K, it looses acetonitrile. In a topotactic reaction involving a volume contraction of 10.3 % a triclinic crystal of (P(C 6H5)4)2[VOCl4] · 2CH3CN [5] 
